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(57) ABSTRACT

The present invention relates to an extrudable hydraulic or
non-hydraulic binding composition with improved properties
with respect to crack formation and a method of making such
a composition. The invention further relates to a method of
decreasing or avoiding the formation of cracks of an extruded
hydraulic or non-hydraulic binding composition and to a
method of making an extruded article having less or no
cracks. Furthermore, the invention is directed to a cellulose
ether providing an extrudable hydraulic or non-hydraulic
binding composition with improved properties with respect
to crack formation.
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CELLULOSE ETHER SUITABLE FOR THE
EXTRUSION OF CEMENT BOUND ARTICLES
WITH IMPROVED PROPERTIES

The application claims priority to U.S. Application No.
61/425,862, filed Dec. 22, 2010.

The present invention relates to an extrudable hydraulic or
non-hydraulic binding composition with improved properties
with respect to crack formation and a method of making such
a composition. The invention further relates to a method of
decreasing or avoiding the formation of cracks of an extruded
hydraulic or non-hydraulic binding composition and to a
method of making an extruded article having less or no
cracks. Furthermore, the invention is directed to a cellulose
ether providing an extrudable hydraulic or non-hydraulic
binding composition with improved properties with respect
to crack formation.

BACKGROUND OF THE INVENTION

When extruding hydraulic or non-hydraulic binding com-
positions, for example cement based pasty materials obtained
by mixing inorganic particles with water and auxiliary com-
ponents, in order to manufacture articles like cement profiles
the problem of crack formation may arise leading to articles
suffering from having a smooth surface.

JP1294555A is directed to an admixture for extrusion
molded articles of cement and addresses the phenomenon and
problem of dehydration when extrusion molding aqueous
kneaded material whose main constituent is cementitious
material leading to extrusion failure. As a solution for this
phenomenon a cementitious admixture is provided compris-
ing one or more of various alkycellulose ether and hydroxy-
alkyl alkycellulose ether having a particle size of not more
than 100 um wherein at least 50% by weight have not more
than 50 um. Furthermore, these cellulose ether have a degree
of polymerization in the range of 200 to 1500.

Today cellulose ethers like hydroxypropyl methylcellulose
(HPMC) and/or cellulose ether having a very low particle size
are used as auxiliary compounds in extrudable compositions.
These cellulose ethers are relatively expensive either as such
or due to costly grinding procedures after production.

Therefore, the problem addressed by the invention was to
provide an extrudable hydraulic or non-hydraulic binding
composition, e.g. based on cement or gypsum or lime or
hydrated lime, having improved properties with respect to
crack formation using lower priced means than HPMC’s
and/or very fine grinded cellulose ethers. A further problem
addressed by the invention was to provide a method of
decreasing or avoiding the formation of cracks of an extruded
hydraulic or non-hydraulic binding composition.

SUMMARY OF THE INVENTION

The inventors have now found that a certain type of cellu-
lose ether, namely a hydroxyethyl methyl cellulose (HEMC)
having specific substitution degrees DS (Me) and MS (HE), if
added to a base hydraulic or non-hydraulic binding compo-
sition effectively decreases or even avoids the formation of
cracks of the corresponding extruded hydraulic or non-hy-
draulic binding composition.

In a first aspect of the invention, there is provided a cellu-
lose ether as compound in an extrudable hydraulic or non-
hydraulic binding composition, wherein the cellulose ether is
a hydroxyethyl methyl cellulose having a methyl group sub-
stitution degree DS (Me) of above 1.5 and a hydroxyethyl
group substitution degree MS (HE) in the range of 0.02. to
0.18.
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In a second aspect of the invention, there is provided an
extrudable hydraulic or non-hydraulic binding composition
comprising the cellulose ether according to the invention.

Inathird aspect of the invention, there is provided a method
of making an extrudable hydraulic or non-hydraulic binding
composition having improved properties with respect to
crack formation comprising the steps of: a) providing a base
hydraulic or non-hydraulic binding composition; and b)
obtaining the extrudable hydraulic or non-hydraulic binding
composition after admixing a cellulose ether according to the
invention to the base hydraulic or non-hydraulic binding
composition.

In a fourth aspect of the invention, there is provided a
method of decreasing or avoiding the formation of cracks of
an extruded hydraulic or non-hydraulic binding composition
comprising the steps of: a) providing a base hydraulic or
non-hydraulic binding composition; b) obtaining an extrud-
able hydraulic or non-hydraulic binding composition after
admixing a cellulose ether according to the invention to the
base hydraulic or non-hydraulic binding composition; and c)
extruding the extrudable hydraulic or non-hydraulic binding
composition through an extruder.

In a fifth aspect of the invention, there is provided a method
of'making an extruded article having less or no cracks on basis
of a hydraulic or non-hydraulic binding composition com-
prising the steps of: a) providing a base hydraulic or non-
hydraulic binding composition; b) obtaining an extrudable
hydraulic or non-hydraulic binding composition after admix-
ing a cellulose ether according to the invention to the base
hydraulic or non-hydraulic binding composition; ¢) extruding
the extrudable hydraulic or non-hydraulic binding composi-
tion through an extruder; and d) obtaining the article by
finishing step c).

In a sixth aspect of the invention, there is provided an
extruded article comprising a cellulose ether according to the
invention, particularly if manufactured according to the
method of the invention.

In a seventh aspect of the invention, there is provided the
use of a cellulose ether according to the invention as com-
pound of an extrudable hydraulic or non-hydraulic binding
composition; or in the manufacture of an extrudable hydraulic
or non-hydraulic binding composition; or in the manufacture
of'an extruded article on basis of a hydraulic or non-hydraulic
binding composition.

It is surprising that a specific type of cellulose ether,
namely a hydroxyethyl methyl cellulose, having a methyl
group substitution degree DS of above 1.5 and a very low
hydroxyethyl group substitution degree MS in the range of
0.02.10 0.18, decreases or even avoids the presence of cracks
of an extruded hydraulic or non-hydraulic binding composi-
tion if admixed to said binding composition prior to extrud-
ing. It is particularly surprising that this advantageous effect
can also be achieved if the cellulose ether admixed to said
binding composition has a relatively large particle size.

DETAILED DESCRIPTION OF THE INVENTION

As already mentioned the present invention provides a
specific hydroxyethyl methyl cellulose as compound in a
hydraulic or non-hydraulic binding composition. The thus
modified binding composition shows decreased or no forma-
tion of cracks of the composition after its extrusion.

The cellulose ether according to the invention is a hydroxy-
ethyl methyl cellulose having a methyl group substitution
degree DS (Me) of above 1.5 and a hydroxyethyl group sub-
stitution degree MS (HE) in the range of 0.02. to 0.18.

Hydroxyethyl methyl cellulose (HEMC) is less expensive
compared to, for example, Hydroxypropyl methyl cellulose
(HPMC). Therefore, an advantage of the present invention is
that the above addressed problem of crack formation can be
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solved by the use of relatively low priced HEMC having a
specific range of DS and MS as additive in the hydraulic or
non-hydraulic binding compositions.

In a preferred embodiment of the invention the hydroxy-
ethyl methyl cellulose has a methyl group substitution degree
DS (Me)in the range of 1.5 to 2.9, more preferred in the range
of'1.6 to 2.8, and most preferred in the range of 1.7t0 2.7, and
a hydroxyethyl group substitution degree MS (HE) in the
range of 0.03 to 0.16, more preferred in the range of 0.04 to
0.14, and most preferred in the range of 0.05 to 0.12.

Beside the substitution degrees DS and MS the degree of
polymerization of the cellulose ether and/or the viscosity of
the cellulose ether if dissolved in water can positively influ-
ence the crack formation properties of the composition. Fur-
thermore, the extrudability of the binding composition can be
influenced by adapting the degree of polymerization and/or
the viscosity of the cellulose ether.

The hydroxyethyl methyl cellulose according to the
present invention typically has an average degree of polymer-
ization in the range of 1,300 to 3,000, preferably in the range
of 1,400 to 2,800, more preferably in the range of 1,500 to
2,500, and most preferably in the range of 1,600 to 2,400, as
determined by gel permeation chromatography (GPC) using
dextran as standards. As used herein, to determine the “aver-
age degree of polymerization”, simply take the weight aver-
age molecular weight from the GPC analysis and divide it by
the mass of a substituted anhydroglucose unit (AGU) and to
get the degree of polymerization, assuming that the mass of
the substituted AGU is 200 g/mol.

The hydroxyethyl methyl cellulose typically used in this
invention has a viscosity in the range of 20,000 and 200,000
mPas, preferably in the range of 30,000 to 170,000 mPas,
more preferably in the range 0f 35,000 to 160,000 mPas, and
most preferably in the range of 37,000 to 150,000 mPas,
determined in a 2% water solution with a Haake VT550
rheometer (Thermo Fisher Scientific, Karlsruhe, Germany) at
20° C. and a shear rate of 2.55 s™".

As mentioned above it is advantageous if the cellulose
ether need not to have a too low particle size at least in order
to save grinding costs. The cellulose ether according to the
invention offers the possibility to use larger particle sizes. It
has been found by the inventors that at least 10% by volume,
preferably at least 20% by volume, of the cellulose ether may
have a particle size of more than 100 um. Optionally, also at
least 20% by volume, preferably at least 30% by volume, of
the cellulose ether may have a particle size of more than 63
um. The particle sizes and their distribution of the cellulose
ether is determined here by laser diffraction (“HELOS
(H1344)” laser diffraction apparatus (lense: No. 5; resolution:
4.5 um to 875 um) with dispersing unit “RODOS” (Sympatec
GmbH).

It is a further aspect of the invention to provide an extrud-
able hydraulic or non-hydraulic binding composition com-
prising the cellulose ether described above.

The “hydraulic or non-hydraulic binding composition” of
the invention may comprise as a basis cement, gypsum, lime
or the like as a binding material and aggregates like quartz
sand or other silicious materials as further inorganic material.

Binders here are taken to mean all inorganic binders such
as cement, gypsum, hydrated lime, burnt lime, clay, silicates,
fly ashes and ceramic binders. Preferred are hydraulic binders
like all kinds of cement or gypsum and masses based on
cement or gypsum. These hydraulic binders set as a result of
incorporation of water into the crystal lattice. Also preferred
are non-hydraulic binders like hydrated lime (Ca(OH),)) or
lime (CaO).
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Aggregates here are taken to mean all types of sands and
stone flours as are customarily used in building materials.
These can be, in particular, gravels, crushed sands and round-
grain sands, stone chippings, ashes and flours based on
quartz, lime (calcium carbonate), dolomite, kaolin, marble,
glass, various types of building rubble, recycling material, fly
ashes, clays, bentonites and other silicates. In principle,
aggregates of the most different particle sizes may be
extruded. When composing the aggregates in accordance
with the profile of requirements it is also possible to combine
certain grain size fractions with one another in order to set
certain properties optimally.

Lightweight aggregates are also understood as aggregates.
They typically have particularly low density. These can be of
mineral origin, for example perlites (expanded clay),
expanded glass, expanded calcium silicates or high-porosity
natural sands based on quartz or lime, but they can also be of
organic origin, such as expanded polystyrene, polyurethane
foam, cork etc.

For the present purposes, also fibers may be present in the
hydraulic or non-hydraulic binding composition. Fibres may
be all types of natural or synthetic fibers such as fibers based
on cellulose, bamboo, coconut, polyethylene, polypropylene,
polyamide, polyacrylonitrile, carbon, glass, ceramic and
other mineral fibers. Their fiber lengths and thicknesses can
be varied within wide ranges.

The hydraulic or non-hydraulic binding composition may
also contain further additives, for example hydrophobizing
agents, redispersion powders, superabsorbers based on
crosslinked acrylates and polysaccharides, lubricants (for
example polyethylene oxide-homopolymers, -copolymers
and -terpolymers), surfactants, accelerators, retardants, fatty
acids and esters thereof, polymers based on acids, salts,
amides and esters of acrylic acids and methacrylic acids,
polysaccharides such as natural or derivatized starches, xan-
thans, glucans, welans, guar and related polysaccharides,
polyvinyl alcohols including their derivatives and polymers
based on urethanes.

Inatypical use, the inventive cellulose ether composition is
added to a mixture of inorganic components which consists of
20-100 parts of binder, 0-70 parts of aggregates, 0-30 parts of
lightweight aggregates, 0-20 parts of fibers and possibly other
additives, in an amount of 0.1-3% by weight, based on the
mixture of inorganic components.

A typical formulation setting with a hydraulic or non
hydraulic binder, i.e. a typical “extrudable hydraulic or non-
hydraulic binding composition”, contains the binder, aggre-
gates, and cellulose ether according to the invention and
water. Optionally, fibers and further additives like cellulose
ethers other than those according to the invention may be
present. Typically, all solid compounds are homogeneously
mixed, then admixed with the water and further kneaded
thoroughly in order to obtain an extrudable composition.

In a preferred embodiment of the invention the cellulose
ether is present in the composition in an amount 0f0.1t03.0%
by weight, preferably in an amount of 0.3 to 2.5% by weight,
more preferably in an amount of 0.5 to 2.2% by weight, most
preferably in an amount of 0.7 to 2.0% by weight, based on
the total extrudable hydraulic or non-hydraulic binding com-
position. “Total” means that the water which is admixed and
preferably kneaded into the composition is included when the
amount of cellulose ether is determined.

A further subject matter of the invention is a method of
making an extrudable hydraulic or non-hydraulic binding
composition having improved properties with respect to
crack formation. The method comprises the following steps:
Providing a base hydraulic or non-hydraulic binding compo-
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sition; the base hydraulic or non-hydraulic binding composi-
tion typically comprises at least cement, gypsum, lime or the
like as a binding material and aggregates. The extrudable
hydraulic or non-hydraulic binding composition is then
obtained after admixing a cellulose ether according to the
invention and as described above to the base hydraulic or
non-hydraulic binding composition. The amount of the
admixed cellulose ether is preferably 0.1 to 3.0% by weight,
preferably in an amount of 0.3 to 2.5% by weight, more
preferably in an amount of 0.5 to 2.2% by weight, most
preferably in an amount of 0.7 to 2.0% by weight, based on
the total extrudable hydraulic or non-hydraulic binding com-
position.

The inventive process is carried out by mixing together all
raw materials in any desired sequence. Generally, all dry
components are first premixed dry, then admixed with a cer-
tain amount of water, and mixed again. However, it is also
possible to admix the dry materials with an aqueous solution
of the cellulose ether (but this will in general lead to a gel
which is difficult to incorporate) or to mix all of the compo-
nents and water simultaneously. It is likewise possible to
admix a part or all of sand/aggregates having moisture con-
tent of less than 10%. After all components have been mixed
together, they are then compressed in a single or twin-screw
extruder and expressed through a die. It is possible to use
extruders with and without vacuum chambers and extruders
with or without cooling. A kneading step in a commercially
conventional kneader may also be provided between mixing
and extruding.

A further subject matter of the invention is a method of
decreasing or avoiding the formation of cracks of an extruded
hydraulic or non-hydraulic binding composition. The method
comprises the following steps: Providing a base hydraulic or
non-hydraulic binding composition as described above.
Obtaining an extrudable hydraulic or non-hydraulic binding
composition after admixing a cellulose ether according to the
invention and as described above to the base hydraulic or
non-hydraulic binding composition, followed by extruding
the extrudable hydraulic or non-hydraulic binding composi-
tion through an extruder. The amount of the admixed cellu-
lose ether is, preferably, 0.1 to 3.0% by weight based on the
total extrudable hydraulic or non-hydraulic binding compo-
sition.

As an optional step the extruded hydraulic or non-hydrau-
lic binding composition can be passed through a vacuum
chamber for degassing followed by extruding the degassed
extruded hydraulic or non-hydraulic binding composition
through a second extruder.

As it follows from the above a further subject matter of the
invention is a method of making an extruded article having
less or no cracks on basis of a hydraulic or non-hydraulic
binding composition. The method comprises the following
steps: Providing a base hydraulic or non-hydraulic binding
composition as described above. Obtaining an extrudable
hydraulic or non-hydraulic binding composition after admix-
ing a cellulose ether according to the invention and as
described above to the base hydraulic or non-hydraulic bind-
ing composition. The amount of the admixed cellulose ether
is (as mentioned above) preferably 0.1 to 3.0% by weight
based on the total extrudable hydraulic or non-hydraulic bind-
ing composition. Then, extruding the extrudable hydraulic or
non-hydraulic binding composition through an extruder and
thereby obtaining the article.

Further, the surface of the article may be finished by plas-
tifying the mixture of cellulose ether and binder via extruding
through a kneading extruder or kneading zone in a separate
extruder.
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As described above it is an optional step to complement the
step prior to the step of obtaining the article to pass the
extruded hydraulic or non-hydraulic binding composition
through a vacuum chamber for degassing and extruding the
degassed extruded hydraulic or non-hydraulic binding com-
position through a second extruder.

A further subject matter of the invention is an extruded
article manufactured according to the above method or an
extruded article comprising a cellulose ether according to the
invention and as described above.

Another subject matter of the invention is the use of a
cellulose ether according to the invention as compound of an
extrudable hydraulic or non-hydraulic binding composition;
or in the manufacture of an extrudable hydraulic or non-
hydraulic binding composition; or in the manufacture of an
extruded article on basis of a hydraulic or non-hydraulic
binding composition.

The examples hereinafter are intended to explain the inven-
tive use without restricting the invention:

EXAMPLES

Procedure for the Manufacture of Extruded Cement Based
Profiles

50 parts by weight of a Portland cement CEM 132.5R, 50
parts by weight of quartz flour, 4.5 parts by weight of fibers
and 0.9 part by weight of the cellulose ether (as identified in
Table 1) were firstly mixed dry in a fluidized-bed mixer
(manufactured by Lodige, Germany) until a homogeneous
mixture was formed. 26.5 parts by weight water at 20° C. was
subsequently added, the mass was mixed further and kneaded
in a kneader (AMK, Aachen, Germany) for a few minutes.
The mass was then immediately introduced into the feed
trough of'a water-cooled, single-screw extruder maintained at
20° C. (Héndle 8D, screw diameter 8 cm, from Héandle,
Miihlacker, Germany). The mass was extruded through a
perforated plate and passed through the vacuum chamber (at
appr. 300 mbar) for degassing. It was then extruded through a
die (flat profile, 4 cmx1 cm) and discharged onto a conveyor
belt. The amount of water was held constant for each batch.
Measurement of the Elongation at Break

The elongation at break of an extruded paste is a good
measurement method to correlate the crack formation and the
surface properties. The elongation at break is measured with
a 3-point bending strength measurement of full profiles.

For the measurement a Texture Analyzer XT Plus (pro-
ducer: Texture Technologies, Scarsdale, N.Y., USA) was
used. Testing details: sample size: die 40 mmx40 mm, cross-
section about 17 cm?. Compression die pivotable, bearing roll
forward-turned pivotable, penetration speed: 10 mm/min,
length/height=2.5, test preload 5 g (0.04903N, about 0.2% of
expected force of break), force sensor 500 N, difference
between both bearing rolls: 100 mm.

Various

All Cellulose Ethers are in a viscosity range between
37,400 and 53,400 mPas in a 2% water solution (Haake
Rotovisco rheometer??source, city state??, Temp.=20° C.,
shear rate=2.55 s™') this correlates with a polymerization
degree between 1600 and 1800.

The stiffness of the mass was tested on the freshly strained
samples and was expressed in terms of shore hardness. All
masses extruded in this way were set to a customary consis-
tency (Shore A-hardness kept constant measured with a
durometer for clays (CHT/1, manufacturer Ceramic Instru-
ments, Sassuolo, IT)).

The resulting temperatures of the extruded profile were all
at room temperature (20° C.).
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The results are summarized in table 1.

Particle size
(vol.-% =100  Crack formation ~Wet elongation
Example CE-type DS/MS pm) (no/some/many) at break Comments
1 HPMC 1.45/0.24 37.80 some 0.289 comparative
2 HEMC 1.79/0.43 79.15 many 0.206 comparative
3 HEMC 1.81/0.19 48.82 many 0.257 comparative
4 HEMC 1.60/0.29 43.23 many 0.238 comparative
5 HEMC 1.41/0.21 39.78 many 0.275 comparative
6 HEMC 1.36/0.34 32.84 many 0.244 comparative
7 HEMC 2.00/0.06 80.41 no 0.336 Invention/very
advantageous
15

What is claimed is:

1. A cellulose ether binding composition comprising an
extrudable hydraulic or non-hydraulic binder and a cellulose
ether is a hydroxyethyl methyl cellulose having a methyl
group substitution degree DS (Me) of above 1.5 and a
hydroxyethyl group substitution degree MS (HE) in the range
01'0.02 to 0.18, wherein at least 10% by volume of the cellu-
lose ether has a particle size of more than 100 pm.

2. The cellulose ether binding composition according to
claim 1, wherein the cellulose ether has an average degree of
polymerization in the range of 1,600 to 3,000.

3. The cellulose ether binding composition as claimed in
claim 1, wherein the cellulose ether has a viscosity in the
range of 20,000 and 200,000 mPas determined in a 2% water
solution with a Haake VT550 rheometer at 20° C. and a shear
rate of 2.55 571

4. The cellulose ether binding composition as claimed in
claim 1, wherein at least 20% by volume ofthe cellulose ether
has a particle size of more than 100 pm.

5. The cellulose ether binding composition as claimed in
claim 1, wherein the composition is extrudable and is a
hydraulic binding composition comprising cement or gyp-
sum or is a non-hydraulic binding composition comprising
lime or hydrated lime.

6. The composition according to claim 5, wherein the cel-
Iulose ether is present in an amount of 0.1 to 3.0% by weight
based on the total extrudable hydraulic or non-hydraulic bind-
ing composition.

7. A method of making an extrudable hydraulic or non-
hydraulic binding composition having improved properties
with respect to crack formation comprising the steps of:

a) providing a base hydraulic or non-hydraulic binding

composition; and

b) obtaining the extrudable hydraulic or non-hydraulic

binding composition after admixing the base hydraulic
or non-hydraulic binding composition with a cellulose
ether in an amount of 0.1 to 3.0% by weight based on the
total extrudable hydraulic or non-hydraulic binding
composition, wherein the cellulose ether is a hydroxy-
ethyl methyl cellulose having a methyl group substitu-
tion degree DS (Me) of above 1.5 and a hydroxyethyl
group substitution degree MS (HE) in the range of 0.02

20

25

30

35

40

45

to 0.18, and, further wherein, at least 10% by volume of
the cellulose ether has a particle size of more than 100
pm.

8. A method of decreasing or avoiding the formation of
cracks of an extruded hydraulic or non-hydraulic binding
composition comprising the steps of:

a) providing a base hydraulic or non-hydraulic binding

composition;

b) obtaining an extrudable hydraulic or non-hydraulic
binding composition after admixing the base hydraulic
or non-hydraulic binding composition with a cellulose
ether in an amount 0of 0.1 to 3.0% by weight based on the
total extrudable hydraulic or non-hydraulic binding
composition, wherein the cellulose ether is a hydroxy-
ethyl methyl cellulose having a methyl group substitu-
tion degree DS (Me) of above 1.5 and a hydroxyethyl
group substitution degree MS (HE) in the range of 0.02
to 0.18, and, further wherein, at least 10% by volume of
the cellulose ether has a particle size of more than 100
pm; and,

¢) extruding the resulting extrudable hydraulic or non-
hydraulic binding composition through an extruder.

9. The method as claimed in claim 8, further comprising
making an extruded article having less or no cracks on basis
of a hydraulic or non-hydraulic binding composition by
extruding through a kneading extruder or kneading zone in a
separate extruder.

10. The method as claimed in claim 8, further comprising
passing the extruded hydraulic or non-hydraulic binding
composition through a vacuum chamber for degassing and
extruding the degassed extruded hydraulic or non-hydraulic
binding composition through a second extruder.

11. A cellulose ether for use in making an extrudable
hydraulic or non-hydraulic binder which is a hydroxyethyl
methyl cellulose having a methyl group substitution degree
DS (Me) of above 1.5 and a hydroxyethyl group substitution
degree MS (HE) in the range of 0.02 to 0.18, and an average
degree of polymerization in the range of 1,600 to 3,000,
wherein at least 10% by volume of the cellulose ether has a
particle size of more than 100 pm.
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